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® Pressure-sensitive adhesive tape. 

® A pressure>sensitive adhesive tape comprising a substrate film and a pressure-sensitive adhesive layer 
containing a polymeric elastomer formed on at least one surface of the substrate film, wherein the substrate film 
and/or the polymeric elastomer of the pressure-sensitive adhesive layer contains at least 20% by weight based 
on the weight of the polymeric elastomer of a biodegradable high molecular weight material. 
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FIELD OF THE INVENTION 

The present invention relates to ai pressure-sensitive adhesive 'tap^^ and more particularly to a pressure- 
sensitive adhesive tape which can be widely used in industrial fields, for example, an agriculture and forest 
5 field and an gardening field such as wrapping of fruits with paper bags, bundling of vegitables, etc.; a 
hygiene field such as fixing of diapers, sanitary towels, etc.; a medical field such as medical bandages, 
dressings, etc.; and a packing field of various materials, and which can largely contribute to environmental 
preservatloneV^hout^aocumul^^^^^ 
..^b^ erizyrnes|oi;iri^^ 

10 The term .fbiodegradatiori^ or^" biodegradable #dperty^^ used herein means that a^;hlgh molecular^? 
weight compound On 
the other hand, the term rdecompbsition"Kbr: "decbr^^^ used herein means that by the 

biodegradable property and by the convertion of a biogradable high molecular weight material into low 
molecular weight compounds. t^the^Tmolded .articJeK^^^^ 

15 x'^^coHapsedi^ 

BACKGROUND OF THE INVENTION 

Materials produced by the development of industry, in particular, synthetic plastics make our living 
20 good due to the property which is difficult to decompose. However, on the other hand, the wastes of these 
materials give bad influences such as staining natural scenes, injuring wild animals, etc. 

The amount of plastics discharged in Japan as general waste materials and industrial waste materials is 
over 5,000,000 tons per year. 

Incinerations and landfills have been practiced as the means for treating these wastes. However, the 
25 incineration involves the problems such as the consumption of fuels and the secondary pollution by the 
secondary products thereof, and the landfill also involves a problem that suitable places for the landfill will 
tack sooner or later. Thus, various problems already occur In the treatments of these waste materials in the 
present situation. 

In the increase of the concern about the environmental pollution problem of the earth in the world-wide 
30 scale, the environmental disruption problem caused by the accumulation of Industrial waste materials and 

living waste materials is regarded as important. Thus, development of a new treatment method of synthetic 
plastics or development of new materials having an easily decomposable property after being wasted has 
been desired in the world. 

With the development of industries after World War II. the use field of ^pressure-sensitive adhesh^e^tapes^ 
35 has been increased. At present, pressure-sensitive adhesive tapes are widely used in various industrial 
fields such as: agnculture^and forestry,^ gardening, ^hygiem 
^indusSial,m2rte^^ 

In general, a pressure-sensitive adhesive tape comprises a pressurersensitivei^adhesivelwhich gives the 
performance of the tape and a substrate fiirn. which prpt^^ 

40 and^alsOi^irnparte a srnooth 

The pressure-sensitive adhesives generally used are a so-caIled::rubbery^t^pi^rssure^ 
comprising two components of egf^ymeric^lastGim mainly comprising a rubbery 

elastomer such as a natural rubber, polyisoprene. polyisobutyrene, a butyl rubber, a styrene-butadiene 
rubber, etc., and a tackifier added thereto; an acrylic pressure-sensitive adhesive comprising a homo- 

46 polymer of an acrylic acid ester or a copolymer of an acrylic acid ester and a vinyl monomer such as vinyl 
acetate, a methacrylic acid ester, acrylic acid, methacrylic acid, etc.; a vinyl pressure-sensitive adhesive 
comprising a vinyl polymer such as a vinyl chloride/vinyl acetate copolymer, a vinyl acetate polymer, etc.. 
and a plasticizer added thereto; a silicone adhesive comprising a rubbery siloxane and resinous siloxane, 
etc. 

so On the other hand, examples of the substrate film are papers (a Japanese paper, a kraft paper, etc.), 
cloths (a cotton cloth, a staple fiber cloth, a chemical fiber cloth, a non-woven fabric, etc.), plastics 
(cellophane, polyethylene, polyester, polyvinyl chloride, acetate, polypropylene, polyethylene terephthalate, 
polystyrene, polyacrylonitrile, etc.); etc. The film is properly selected for the use thereof according to the 
use and the purpose of the pressure-sensitive adhesive tape. 

55 However, the pressure-sensitive adhesive tapes which are widely used in various industrial fields as 
described above have problems described below on the materials for constituting the pressure-sensitive 
adhesive tapes. 
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That is, in the pressure-sensitive adhesive tapes using papers or cloths as the substrate films, many 
properties such as water resistance, etc, are Inferior to the pressure-sensitive adhesive tapes using plastic 
substrate materials. Further, natural celluloses and the derivatives thereof used as the substrate films mainly 
use pulps as the raw materials and hence there is a problem that the use of such materials is undesirable 

5 from the standpoint of saving forest resources by a global scale at present. 

On the other hand, since plastic substrates, etc. are not decomposed or the decomposition speed 
thereof is very slow in the natural environment, these materials are usually materials which are difficult to 
decompose and there is a problem that these materials become waste materials which cause an 
environmental disruption after use. 

10 Furthemnore, when the waste materials of these pressure-sensitive adhesive tapes are subjected to an 
incineration treatment, the problems remain that the incinerator is damaged by a high temperature heat 
generated at the Incineration and in the case of generating toxic gases such as halogen or halide gases, a 
specific equipment is required to remove these gases. In particular, in Japan wherein the treatment of the 
wastes is mainly carried out by incineration, the above-described problems are becoming serious. 

IS Accordingly, pressure-sensitive adhesive tapes which are widely used in various industrial fields are 
accumulated as waste materials over a long period of time without being decomposed or collapsed in the 
natural environment after use and have become a cause of environmental pollutions under existing 
circumstances. 

,lhus,^iunder:vthese ±circum 

20 yjndely used In various, industri whlch^after use do^not becomei:,a cause of-an« 

environmental disruption has been desired^ 

SUMMARY OF THE INVENTION 

25 Accordingly, an object of the present invention is to overcome all the problems in the conventional 
techniques as described above. 

It has now been found that the above object can be achieved by the present invention. 

,«^^Bl!3Strate^film^^^ bn-^ 
30 .::le^;^nii>surfi&ij^^ 

elastpmer^Gf^he^ipressureTsensltive adhesive layer, contains at least 20%^ by^ weight of IbP' biodegradable^ 
/^polymeric fnateria^^ 

BRIEF DESCRIPTION OF THE DRAWINGS 

35 

Figure 1 is an enlarged cross sectional view showing one example of the pressure-sensitive adhesive 
tape of the present invention, 

Figure 2 is an enlarged cross sectional view showing anotiier example of the pressure-sensitive adhesive 
tape of the present invention, and 
40 Figure 3 is an enlarged cross sectional view showing further example of the pressure-sensitive adhesive 
tape of the present invention. 

DETAILED DESCRIPTION OF THE INVENTION 

45 The present invention is described in detail below. 

In thepressure-sensitive adhesiyeitape of.the present^^ substrate filrti and/or the pressure= 

sensitive adhesive layer are naturally^ decomposed or collapsed by the action of enzymes or microorgan-j 
isms in tiie natural environment and is, incorporated in the material circulating system on the earth, whereby 
the pressure-sensitive adhesive tape of the present invention does not become a waste material after use 

50 and does not give a cause of forming an environmental disruption. 

Accordingly, when the pressure-sensitive adhesive tapes of tiie present invention are used for wrapping 
of fruits witfi bags, bundling of vegitables, etc., in the field of agriculture and forest, gardening, etc., and are 
allowed to stand as they are, they are naturally decomposed or collapsed by the action of microorganisms 
in soil, etc 

55 On the other hand, since the pressure-sensitive adhesive tapes of tiie present Invention used in the 
fields of medical treatment, hygiene, packaging, industrial materials, etc, are naturally decomposed or 
collapsed by the action of enzymes or microorganisms in a natural environment after use, a specific 
equipment is not required for the treatment of the wastes of the pressure-sensitive adhsive tapes after use. 



3 



EP 0 609 713 A1 

and as a result, the pressure-sensitive adhesive tapes of the present Invention can be widely used without 
any anxiety in various fields and can contribute to the environmental preservation of the earth. 

The construction of the pressure-sensitive adhesive tape of the present invention is described in detail 
by referring to the accompanying drawings. 
5 Fig. 1 is an enlarged schematic cross sectional view showing one example of the pressure-sensitive 
adhesive tape of the present invention. As shown In Rg, 1, the pressure-sensitive adhesive tape 1 
comprises a <subsfrarte ijlm 2 haviqg a-pressure^s^nsi^^ 
uisubstrat0^film^2; 

Rg. 2 is an enlarged schematic cross sectional view of another example of the pressure-sensitive 
10 adhesive tape of the present invention. As shown in Rg. 2. the pressure-sensitive adhesive tape 1 
comprises a substrme .fiim^2 hayln^^^ iayersr3i.3 formed on 'both -ther surtac^^ 

ithe substrate film 2P 

Furthermore. Rg. 3 is an enlarged schematic cross sectional view of further example of the pressure- 
sensitive adhesive tape. As shown in Fig. 3, the^^pressure-sensitive adhesive tape 1 cpmprisesia^substrate^ 
75 V film 2i}aipressure-s6nsigve, fortnecLpn one surface of jthexsubstrate film 2,?and aTeleasable' 

*: paper^ formed oh the-pfessure-sensitiye^J 

In the present invention.: it iS:Ji§^ essejrtijJ;j[|e^ thM the substratejfilm ^2 and/on: a^ polymeri(r 
J elastomer of the pressure-sensitive adhesiye-layor .l^iCogtains at lea^l, 20% by : weight based on^thisi weight^ 
of ithe poiynrierlc elastomer of'a biodegradable high molecular weight material. 
20 % Examplesjof the biodegradable high molecular weight material which can be decomposed by enzymes 
or microorganisms, used in the present invention are high molecular weight' materiaiikp<xluced b^^ 
s^rnicrg^ofganis 

m^efiilsiob^^ ^ ^ 

Examples of the high molecular weight materials produced by microorganisms are aapolysaccharidej 
25 such as curdlan, puliulan. bacteria cellulose, etc.; ^polyaminb v acids such as polyglutamic acid (7-PGA), 
polylysine (e-PL). etc.; and an :aliphatiCL^polyest^ having a repeating unit represented by following formula 
(1)or(2). 



30 



I ? ° \ 

— hO.-(CH2)-CH-(CH2)-C 



(1) 



35 wherein x represents an integer of at least 0; y and z each represents an Integer of at least 1; and R 
represents a hydrogen atom, a saturated aliphatic hydrocarbon group, an unsaturated aliphatic hydrocarbon 
group, or a saturated aliphatic hydrocarbon group having a halogen atom or a functional group selected 
from a hydroxyl group, a carboxyl group, a sulfonic acid group, and an amino group at the terminal; 



AO 



O- (CH4-0-)-(- C-(CH2)-c4^ 



(2) 



wherein x. y, and z each represents an integer of at least 1 . 

Examples of the aliphatic polyester having the repeating unit described above are homopolymers each 
having a 3-hydroxypropionate unit, a 3-hydroxybutyrate unit, a 3-hydroxyvalerate unit, a 3-hydroxyhex- 
anoate unit, a 3-hydroxyheptanoate unit, a 3-hydroxydecanoate unit, a 3-hydroxynonanoate unit, a 3- 

50 hydroxydecanoate unit, a 4-hydroxybutyrate unit, a 4-hydroxyvalerate unit, a 5-hydroxyvalerate unit, etc.. as 
the structural unit and the copolymers of these units. 

Representative examples of the homopolymers or copolymers are a homopolymer [P{3HB)] of the 3- 
hydroxybutyrate unit (hereinafer referred to as "SHB") represented by the following formula (3) (hereinafter, 
P shows a polymer), a copolymer [P(3HB-co-3HV)] of 3HB and the 3-hydroxyvalerate unit (hereinafter 

55 referred to as "3HV") represented by the following formula (4), a copolymer [P(3HB-co-4HB)] of 3HB and 
the 4-hydroxybutyrate unit (hereinafter referred to as "4HB") represented by the following formula (5), and a 
polyhydroxy alkanoate (hereinafter refen^ed to as "PHA") having a repeating unit represented by the 
following formula (6). 
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wherein n represents an integer of at ieast 1; 



CH3 o 

CH-CH2-C-f- (3) 



70 



9^3 



-f 0- CH- CH2-C-4 L O- CH- CHj- C-|- 

»s . \ /X \ Jy 



wherein x and y each represents an integer of at least 1 ; 

jj;4>gp©^^:H^CH^^^ . ... .... .(^5) 

25 



wherein x and y each represents an integer of at least 1 ; 



90 



CH, 



Lo-CH-CH,-C ' 



(6) 



35 



wiierein m represents an integer of from 2 to 8 and n represents an integer of at least 1. 

IVIethods for synttiesizing tlie above-descrit)ed aliphatic polyester by microorganisms include a^method ^ 
. 40 ^bfjnoybating^'for example, a microorganism having an ability for synthesizing a polyester by 2 stages of a 
first stage incubation which grows cells in a culture medium enriched with a nutrient and a second stage 
which forms and accumulates the desired polyester in the cells by restraining any one of the essential 
components for the growth of the cells such as nitrogen, phosphoois, or various kinds of inorganic nutrients. 

As described above, in the incubation of the second stage, by omitting any one of the components 
45 essential for the growth of the cells such as nitrogen, etc.. or by exhausting the essential components for 
the growth during the incubation, the growth of the cells is restrained and the synthesis of the polyester is 
conducted with a good efficiency. 

Examples of the microorganisms having an ability for synthesizing a polyester are the genus Al- 
caligenes such as Alcaligenes eutrophus H 16, Alcaligenes faecalis , Alcaligenes latus . etc.; the genus 
50 Pseudomonas such as Pseudomonas acidovorans . Pseudomonas oleovorans , etc.; Paracoccus denitrificans ; 
and Rhodospirillum rubrum . but there is no particular restriction on the microorganisms used in the present 
invention, and a specific kind selected from the microorganisms having a polyester-synthesizing ability can 
be property and optionally selected. 

Further, there is no particular restriction on the method of the incubation, and a batch incubation / 
55 method or a continuous incubation method can be used. 

The cells grown in the incubation of the first stage are separated from the culture liquid by filtration or 
centrifugal separation and transferred to the incubation of the second stage, or after consuming at least one 
of the components essential for the growth of the cells in the culture medium during the step of growing the 
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cells in the incubation of the first stage, the cells are transfen'ed to the incubation of the second stage. 

The incubation conditions in each of the first stage and the second stage are such that the cells are 
aerobically incubated at a temperature of from about 20 to 40* C and pH of from about 6 to 10. 

In this case, it is more suitable for the formation and the accumulation of a polyester to restrain nitrogen • 
5 or phosphorus as the essential component for the growth of the cells, rather to restrain other inorganic 
nutrient such as potassium, magnesium, etc., although there is no particular restriction on the nutrient to be 
restrained. 

^TheTcuHurCm^ium coiilpidnehts iised foH^e^^ followsc? 

Suitable examples of the carbon source are saccharides such as glucose, fructose, mannose, etc.; 
10 synthetic carbon sources such as methanol, ethanol, acetic acid, butyric acid, etc.,: and natural carbon 
sources such as a yeast extract, peptone, a meat extract, etc.. although there Is no particular restrction on 

the carbon source. 

Suitable examples of the nitrogen source are inorganic nitrogen compounds such as ammonia, 
ammonium salts, nitrates, etc. and organic nitrogen compounds such as peptone, a yeast extract, a meat 
15 extract, etc. 

Suitable examples of the phosphorus source are phosphates. 

Further, suitable examples of the inorganic nutrients are cations of inorganic salts of potassium, 
magnesium, calcium, iron, manganese, cobalt, zinc, copper, etc. 

In such a synthesis method using microorganisms, optional carbon source selected according to the 
20 structure of the aliphatic polyester to be obtained is used alone or as a mixture thereof In the incubation of 
the second stage wherein a polyester is formed and accumulated in the cells. 

It is preferred that the substrate is continuously used in the incubation of the second stage, but a part of 
the substrate may be used and the substrate may be added separately several times. 

;;After^completlon;^of the. Incubation, . the ^cells sirei^separated from the^dulture ^liquid by^filtratlon or^ 
25 centiif ug^i^sep^ and the polyesteKaccurnijrated^^ cells is extract^: 

There is no particular restriction on the extraction method of the polyester but the polyester can be 
easily obtained by, for example, extracting-with a solvent such as chloroform and precipitating the polyestei' 
fifrom^the extract uising a^poor s^^ 

In the synthesis method by microorganisms as described above, the microorganims used and the 
30 carbon source used In the incubation of the second stage can be variously selected according to the 
structure of the aliphatic polyester to be obtained. 

That is, in the case of synthesizing the homopolymer of 3HB, one kind of the microorganisms having a 
polyester-synthesizing ability described above is used, the microorganism is incubated by the above- 
described two stage incubation method of the first stage and the second stage, and in particular, glucose, 
35 fructose, acetic acid, butyric acid, methanol, or the like is used as the carbon source in the incubation of the 
second stage. 

In the case of synthesizing P(3HBroo-3HV>? Alcaligenes eutrophus is used as the microorganism and, in 
particular, propionic acid, valeric acid, pentanol, or the like is used as the carbon source in the Incubation of 
the second stage. 

40 In the case of synthesizingiR(3HB:fcbr4HB}j Pseudomonas acidovorans is used as the microorganism 
and. in particular, 4-hydroxy butyric acid. 1 ,4-butanediol, or the like is used as the carbon source in the 
incubation of the second stage. 

By using, in particular, Pseudomonas oleovorans in the microorganisms described above and by using 
octanoic acid, nonanic acid. etc.. polyhydroxyalkanoate (PHA) can be synthesizefd in the Incubation of the 

45 second stage. 

Further, an aliphatic polyester having the repeating unit represented by the following fomnula (7); 

o o 



wherein x, y. and z each represents an integer of at least 1 . and alternately having the diol unit and the 
55 dicarboxylic acid unit can be synthesized by the condensation of a diol such as ethylene glycol, propane 
diol. butane diol. pentane diol, hexane diol, etc.. and a dicarboxylic acid such as malonic acid, succinic acid, 
glutaric acid, adipic acid, etc. 
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.-On the^ other :ihand,„suitablejexamples of ithe^^hjgh jnolecular >yeight material '.which exist In natural: 
materials arerstarches; :polysaccharidesi:as: marine .(products such alginic acid; car- 

tageehahretc;; celluloseiand.the^derivatives th 

Examples of the stalrches are raw starches such as corn starch, sugar cane starch, cassava starch, sago 

6 starch, tapioca starch, sorghum starch, wheat starch, pulse starch, potato starch, rice starch, arrowroot 
starch, bracken starch, lotus starch, water chestnut starch, etc.; physically denatured starches such as o- 
starch, fractional amylose. wet-heat treated starch, etc.; enzyme-treated starches such as dextrin, amylose, 
etc.; chemical decomposition denatured starches such as acid-treated starch, oxidized starch, dialdehyde 
starch, etc.; esterified starches such as acetic acid esterifled starch, succinic acid esterified starch, nitric 

10 acid esterified starch, phosphoric acid esterified starch, urea-phosphoric acid esterified starch, xanthogenic 
acid esterified starch, acetoacetic acid esterified starch, etc.; etherified starches such as altyl etherified 
starch, methyl etherified starch, carboxymethyl etherified starch, carboxyethyl etherified starch, hydrox- 
yethyl etherified starch, hydroxypropyl etherified starch, etc.; starches rendered cationic such as the 
reaction product of starch and 2-diethylaminoethyl chloride, the reaction product of starch and 2,3- 

is epoxypropyltrlmethyl ammonium chloride, etc.; and crosslinked starches such as fomnaldehyde crosslinked 
starch, epichlorohydrin crosslinked starch, phosphoric acid crosslinked starch, acrolein crosslinked starch, 
etc. 

cAlsd;: suitable examples 6f-:the high molecular weight materiarMobtaihed by "a chemical synthesis^method- 
vare aliphaticpolyesters such as^a 3HB homopdiymer, polycaprolacton(a-<hereihafter-refe^ 
20 p^lylactlc acid, polyglycolic addFetCi and the copolymers of them. 

As the chemical synthesis method, by ringK)p^ning polymerizing a lactones using an Initiator syn- 
thesized by reacting, for example, triethylaluminum (AlEta) or diethylzinc (ZnEta) with water and an alcohol 
or using methylaluminoxane, the 3HB homopolymer can be synthesized from /5-butyrolactone or PCL can 
be synthesized from €-caproiactone. 
25 o.Since.llies^ they are decomposed 

by enzymes or microorganisms in water or soil and are reduced into a circulation cycle of an ecosystem, 
these high molecular weight materials can be suitably used in the present invention. 

In the present invention, eachiof , the 'biodegradable. high m^^ 
.^sgfTfor thatjsu and/or the polymeric elastomer jrfiithej adhesiveilayer^pt^he^ 

30 pressure^sensitiyejEui^^^ afonie or^as a rhixture-therebf^^ 

t:The-amount.,gfi.^thei:^^^ used in the priesent invention isr 

.requ|rj3d :tolbe:alileast/20%^^^ elastomer in any case.ofiusingi; 

-for: the: substrate film^and/cir- the jx)lymeric ^^lastomer constituting the pressure-sensitive ^adhesive rlayerr 
.AlsOi in; :the:case rbf starches as the biodegradable high molecular weight materiali the jupper limit; 

35 of :the a^^^ 

The reason is as follows. If^ the amount of the bi6degradat)le high mole 
<20%^by weighti the d of: .the pressure-sensitive adhesive tape^ of the presents 

invention byrenzymes j^r micro^^ use becomes difficult? Further, when the starches are used 

as the biodegradable high molecular weight materials, if the amount thereof is over 90% by weight, the 
40 molding property of the substrate film undesirably deteriorates. 

In the present invention, the above-described biodegradable high molecular weight material can be 
used by optionally., mixing with a. proper, material, in particular, the copolymer of 3HB and 4HB (3HB-oo- 
4HB), the copolymer of 3HB and 3HV (3HB-co-3HV), or PHA having the repeating unit represented by the 
following formula (6) 



wherein m represents an integer of from 2 to 8 and n represents an integer of at least 1, 
55 each having a glass transition temperature of -20 *C or less, can be preferably used as the biodegradable 
high molecular weight material used for the polymeric elastomer constituting the pressure-sensitive 
adhesive layer. 



45 



CH3 



50 
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' ^i/i!J*^5?\0*,?l® .^ weight material and other synthetic 

resin cfurvalso be suitebly ijsed in jiie p>'§J^n^^ 

Further, a mixture of from 20 to 90% by weight of starch(es) as the biodegradable high molecular 
weight material(s) and from 80 to 10% by weight of a synthetic resin can be used as the substrate Jim. ? . 

5 There is no particular restriction on the synthetic resin used as the mixture with the biodegradable high 
molecular weight materials such as the aliphatic polyesters described above, but since the aliphatic 
polyester is a thermoplastic resin, a thermoplastic high molecular weight material is preferably used as the 
synthetic resin for shaping or molding. 

Examples of the synthetic resin are acrylic polymers such as polyethylene, polypropylene, polyvinyl 

10 chloride, polyvinylidene chloride, polyvinyl acetate, polystyrene, polyvinyl alcohol, an ethylene-vlnyl alcohol 
copolymer, polymethyl methacrylate, etc.; aromatic polyesters such as polyethylene terephthalate. poly- 
butylene terephthalate, etc; polyamldes such as nylon 6, nylon 66, etc.; polyurethanes such as 2,6- 
polyurethane, etc.; and thermoplastic elastomers, e.g.. styrenic elastomers such as a block copolymer of 
butadiene and styrene, etc., polyester elastomers such as a block copolymer of polybutyrene terephthalate 

75 and polytetramethylene oxide glycol, etc., urethane elastomers, amide elastomers, etc. These polymere can 
be used alone or as a mixture thereof. 

In addition. In the present invention, when the starches are used as a mixture with the thermoplastic 
synthetic resin, a method of Improving the compatibility of the starches with the synthetic resin by breaking 
the crystallinity of the starch by a proper conventional manner can be optionally employed. 

20 The-pressure^sens[tiy<B adhesive layer in the pressure-sensitive adhesive tape of the present invention 
- can further contain various ^additives which are used for pressure-sensitive adheisve layers employed for- 
conventional pressure-sensitive adhesive tapes?|,.for^. example, tackifierei^such as natural resins (rosin, 
dammal, etc.), modified rosin, derivatives of rosin and modified rosin, polyterpene resins, terpene modified 
products, aliphatic hydrocarbon resins, a cyclopentadiene resin, aromatic petroleum resins, phenolic resins, 

25 alkylphenol-acetylene resins, styrenic resins, a coumarone-indene resin, a xylene resin, a vlnyltoluene-a- 
mehylstyrene copolymer, etc.; plasticlzers such as adipic acid ester plasticlzers, sebacic acid ester 
plasticlzers, recinoleic acid ester plasticlzers, polyester plasticizers, epoxy plasticlzers. chlorinated paraffin, 
etc.; fillers such as clay, titanium oxide, zinc white, aluminum hydrate, calcium carbonate, pigments, 
diatomaceous earth, silica gel. talc, etc.; and other additives such as a softener, an antioxidant, a stabilizer. 

30 an antifungal agent, a thickener, a coloring agent, a defoaming agent, an adhesion improving agent, an 
undercoating agent, a back surface treating agent, etc., according to the use and the purpose of the 
pressure-sensitive adhesive tape in an amount such that the effects of the present invention are not 
mpaired. 

In other words, in the substrate film and/or the pressure-sensitive adhesive layer in the present 

35 invention, the kind and the amount of the resin mixed with the biodegradable high molecular weight 
material, which is one of the essential components, can be optionally selected so as to meet the various 
properties and the decomposition rate thereof according to the purposes of use. Also, the kind and the 
amount of various additives mixed with the biodegradable high molecular weight material in the pressure- 
sensitive adhesive can be optionally selected. 

40 Furthermore, in the pressure-sensitive adhesive tape of the present invention, the biodegradable high 
molecular weight material can be used for both or one of the substrate film and the pressure-sensitive 
adhesive layer of the polymeric elastomer, which can be properly selected according to the purpose. 

For example, when the pressure-sensitive adhesive tape is wasted as it is in the natural environment 
(for example, in the case of using the tape for bundling of agricaltural products), it is prefenred to use the 

45 biodegradable high molecular weight material for both the substrate film and the polymeric elastomer of the 
pressure-sensitive adhesive layer. 

When one of the substrate film and the pressure-sensitive adhesive layer is required to be removed by 
an enzyme treatment during the production step of other product using the pressure-sensitive adhesive tape 
of the present invention, one of the substrate film and the polymeric elastomer which constitutes the 

50 pressure-sensitive adhesive layer may be constituted by a material containing the biodegradable high 
molecular weight material. 

There is no particular restriction on the method of using the pressure-sensitive adhesive tape of the 
present invention which can employ an optional form, but it can be particularly preferably employed in the 
fields of agriculture and forest, gardening, hygiene, packaging, etc., which have a high possibility that the 

55 tape is allowed to stand as it Is in the natural environment after use. 

For example, the pressure-sensitive adhesive tape of the present invention can be suitably used for 
wrapping of fruits with paper bags, bundling of vegitables, trimming of garden trees and dwarf trees, 
correction of the shape of branches, sowing tapes, etc. 
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The pressure-sensitive adhesive tape can also be suitably used for adhering and fixing a diaper or a 
sanitary towel, splicing of toilet papers for a flush toilet, etc. 

Furthermore, in the present invention, when the polymeric elastomer which constitutes the pressure- 
sensitive adhesive layer is formed from a biodegradable high molecular weight material, the polymeric 
5 elastomer becomes a low skin irritative decomposable high molecular weight material, and hence the 
pressure-sensitive adhesive tape of the present invention is particularly useful in the medical field such as 
plasters, dressing products, etc. 

The pressure-sensitive adhesive tape of the present invention described hereinbefore is decomposed or 
collapsed with microorganslms in water or soil after being wasted, but can be decomposed or collapsed 
10 with an enzyme. 

Also, when the substrate film and/or the pressure-sensitive adhesive layer of the pressure-sensitive 
adhesive tape is required to remove in the step of producing other product using the pressure-sensitive 
adhesive tape, it can be removed by decomposing or collapsing with an enzyme. 

In addition, the enzymes described above are enzymes which have a function of cutting the chain of a 
75 high molecular weight compound to reduce the molecular weight thereof, and which are originated from 
microorganisms or various ecosystems, and isolated and purified. Examples of the enzyme are amylase, 
cellulase, esterase, lipase, glucosldase, and PHA decomposed enzymes secreted by Alcaligenes faecalls 
Tl. Pseudomonas lemoignei , Penicillium funiculosum . Comamonas testosteroni . etc., in the outside of the 
cells. 

20 However, since these enzymes have each substrate specificity, an enzyme which is capable of 
decomposing a biodegradable high molecular weight material may be properly selected according to the 
kind of the biodegradable high molecular weight material. 

The effects of the pressure-sensitive adhesive tapes of the present invention are more clarified by the 
following examples and the comparative example, but the invention is not limited to these examples. 

25 

EXAMPLE 1 

.;A:Copplynr\er ;[R(76%3j;^^ made^ .Ajdrich f:Go.]/ofA3-hydroxYbutyria^ and..3-hydrox- 

.>2^^ejlc aqi^ solution was canted pma glass pjate follpwed:;by ri^ to 

30 jaug^ cm.f pe film -w?^^ as^atsubstrate film of a ^ 

•^Ri^SMre^-sensitive adhesiv^^ 

Using Pseudomonas acidovorans IFO-13582, a polyester was produced as follows. 
A culture liquid was prepared by mixing 1 liter of distilled water with 10 g of polypeptone, 10 g of a 
yeast extract, 5 g of ammonium sulfate, and 5 g of a meat extract. Cell was grown by incubating in the 
35 resulting culture liquid at 26 • C for 48 hours to conduct the first stage incubation. 

After completion of the first stage incubation, the cells thus grown were separated by centrifugal 
separation. 

A culture liquid was prepared using inorganic nutrients such as phosphorus, magnesium, slight amounts 
of other elements, etc., and 1,4-butanediol as a carbon source according to the following formulation. 

40 



. 45 
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1 liter of distilled water) : 




KzHFOt 


5.8 g 


KH2PO4 


3.7 g 


M9SO4 


0.12 g 


1 , 4-Butanediol 


5.0 g 


Slight amount element solution* 


1 ml 



75 


( * ) : The 


slight amount element solution is a 




solution containing 


following inorganic nutrients in IN 


SO 


hydrochloric acid. 




FeSO* . 7H2O 


2.78 g 




MnCl2.4H20 


1.98 g 


2S 


C0SO4 . 7H2O 


2.81 g 




CaCl2.2H20 


1.67 g 


30 


CUCI2.2H2O 


0.17 g 




ZnS04.7H20 


0.29 g 



After adjusting pH of ttie culture liquid to 7.0, the cells separated In the first stage were transferred into 
35 the culture liquid and the incubation of the second stage was conducted In the culture liquid at 26*C for 98 
hours, whereby the polyester was formed and accumulated in the cells. 

After completion of the Incubation, the cells were separated from the culture liquid by centrifugal 
separation, washed with water, and extracted with chloroform. The extract was once concentrated and 
hexane was added to the concentrate to precipitate the polyester obtained. 
40 The precipitates were collected and dried to obtain the polyester originated from the microorganism. 

From the results of the integration value of 100 MHz. ^H-NMR. it was confirmed that the composition of 
the polyester obtained was composed of 13% of 3HB and 87% of 4HB. 

100 Parts by weight of the polyester |[P(1 3%3HB-co-87%4HB)1^70 parts by weight of a tackifier 
composed of an aliphatic petroleum resin (softening point 90 • C), 20 parts by weight of a softening agent 
45 composed of a rosin resin which was in a liquid state at room temperature, and 1 part by weight of an 
antioxidant composed of phenolic compound were kneaded at a temperature of 80*C to obtain a pressure- 
sensitive adhesive. 

The pressure-sensitive adhesive was coated on one surface of a substrate film to obtain a pressure- 
sensitive adhesive tape having a thickness of 120 um. 
50 eThe pressure-sensitive adhesive tape was buried in .the soil at Shimohozumi, Ibaraki-shi,, Osaka, Japan. - 
After 6 months since then.-the. soil was turned: up arid carefully washed with jiiaer/ and the res^ of the 
pr^SMre-sensitive. tape were determined. The resutt showed that the pressure-s^^ tape was cott^ 
:g!g*jj!^deoomppsed and vanished^- 

55 EXAMPLE 2 

After melt-mixing (temperature 200 -C) the copolymer [P{76%3HB-co-24%HV)] used in Example 1 
described above and commercially available polypropylene (UBE Polypro J109GB. trade name, made by 
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Ube Industries, Ltd.) at 5 : 5 by weight ratio, the molten mixture was molded by a T die-equipped single 
screw extruder (T-die temperature 200 ^C) to fonm a film having a thickness of 500 urn and a width of 60 
cm. The film was Used as a sJubistrate film^ 

The same pressure-sensitive adhesive as in Example 1 was coated on one surface of the substrate film 
5 to obtain a pressure-sensitive adhesive tape having a thickness of 120 urn. 

The pressure-sensitive adhesive tape was buried in the soil In the same manner as in Example 1. After 
6 months since then, the decomposable property of the tape was evaluated. It was confirmed that both the 
substrate film and the pressure-sensitive adhesive layer were completely decomposed and vanished. 

10 EXAMPLE 3 

After melt-mixing (temperature 200 -C) the copolymer [P{76%3HB-co-24%3HV)] used in Example 2 and 
polypropylene (UBE Polypro J109GB, trade name, made by Ube Industries. Ltd.) at 2 : 8 by weight ratio, 
the molten mixture was molded by a T die-equipped single screw extruder (T-die temperature 200 'C) to 
75 obtain a film having a thickness of 100 um and a width of 60 cm. The film was used as a substrate film. 

The same pressure-sensitive adhesive as in Example 1 was coated on one surface of the substrate film 
to obtain a pressure-sensitive adhesive tape having a thickness of 120 um. 

The pressure-sensitive adhesive tape was baried in the soil in the same manner as in Example 1 and 
after 6 months since then, the decomposable propety thereof was evaluated. It was confirmed that both the 
20 substrate film and the pressure-sensitive adhesive layer were completely decomposed and vanished. 

EXAMPLE 4 

A polyester was produced using Pseudomonas oleovorans ATCC-29347 as follows. 
25 A culture liquid was prepared using diammonium phosphate as a nitrogen source, inorganic nutrients 
such as phosphorus, magnesium, a slight amount element solution, etc., and sodium octanoate as a carbon 
source according to the following formulation. 

3^ (In 1 liter of distilled water): 

K2HPO4 5.8 g 

KH2PO, 3.7 g 

Sodixun octanoate 5 . 0 g 

MgS04 0.12 g 

40 (NHOzHPO^ 1.1 g 

Slight amount element solution* 1 ml 



45 



so 



55 
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(*): The slight amount element solution is a 
solution containing the following nutrients in IN hydrochloric 
acid. 



FeSO/i . 7H2O 


2.78 


g 


MnCl2.4H20 


1.98 


g 


CoSO«.7H20 


2.81 


g 


CaCl2.2H20 


1.67 


g 


CuClj . 2H2O 


0.17 


g 


ZnS04 • 7H2O 


0.29 


g 



After adjusting pH of the culture liquid to 7.0, the incubation of the second stage was conducted in the 
culture liquid at 30 * C for 48 hours, whereby the growth of the cells and the formation and accumulation of 
the polyester in the cells were conducted. 

After completion of the incubation, the cells thus grown were separated from the culture liquid by 
centrifugal separation and after washing the cells with water, the polyester formed was extracted with 
chloroform. The extract was once concentrated and methanol was added to the concentrate to precipitate 
the polyester thus extracted. The precipitates were collected and dried to obtain the polyester originated 
from the microorganism. 

From the integrated result of 100 MHz 'H-NMR, it was confirmed that the composition of the polyester 
obtained was composed of 7% of 3-hydroxyhexanoate (hereinafter refenred to as "3HHx"), 90% of 3- 
hydroxyoctanoate (hereinafter refen-ed to as "3H0"), and 3% of 3-hydroxydecanoate (hereinafter referred to 
as -3HD-). 

20 Parts by weight of the polyester [P(7%3HHx-co-90%3HO-co-3%3HD), 80 parts by weight of a 
commercially available polyamide elastomer (Pepax 5562 MN01. trade name, made by Toray Industries. 
Inc.). 70 parts by weight of a tackifier composed of an aliphatic petroleum resin <softening point 90 • 0). 20 
parts by weight of a softening agent composed of a rosin resin which was In a liquid state at room 
temperature, and 1 part by weight of an antioxidant composed of a phenolic compound were kneaded at 
140*0 to obtain a pressure-sensitive adhesive. 

The pressure-sensitive adhesive was coated on one surface of a polyethylene terephthalate substrate 
film having a thickness of 100 um to obtain a pressure-sensitive adhesive tape having a thickness of 120 
um. 

The pressure-sensitive adhesive tape was buried In the soil in the same manner as in Example 1 and 
the decomposable property thereof after 6 months since then was evaluated. The result showed that the 
pressure-sensitive adhesive layer was completely decomposed but the substrate film only left without being 
decomposed. 

EXAMPLE 5 

A mixture of 70 parts by weight of the polyester [P(7%3HHx-co-90%3HO-co-3%3HD) as used in 
Example 4, 60 parts by weight of the polyamide elastomer as used in Example 4, 70 parts by weight of a 
tackifier composed of an aliphatic petroleum resin (softening point 90*0),. 20 parts by weight of a rosin 
resin which was in a liquid state at room temperature, and 1 part by weight of an antioxidant composed of a 
phenolic compound was kneaded at 140*0 to obtain a pressure-sensitive adhesive. 

The pressure-sensitive adhesive was coated on one surface of a polyethylene terephthalate substrate 
film having a thickness of 100 um to obtain a pressure-sensitive adhesive tape having a thickness of 120 
um. 

The pressure-sensitive adhesive tape was buried In the soil in the same manner as in Example 1 and 
the decomposable property thereof after 6 months since then was evaluated. The result showed that the 
pressure-sensitive adhesive layer was completely decomposed and the substrate film only left without being 



12 



EP0 609 713 A1 



decomposed. 
EXAMPLE 6 

5 An aliphatic polyester (Bionolle V#1000. trade name, made by Showa Kobunshi K.K.) was molded by a 
T die-equipped single screw extruder (T-die temperature 150'C) to obtain a film having a thickness of 100 
um and a width of 60 cm and the film was used as a substrate film. 

To 100 parts by weight of ethyl acetate were added 95 parts by weight of butyl acrylate, 5 parts by 
weight of acrylic acid, and 0.4 part by weight of azobisisobutyronitrile as a polymerization initiator and the 

10 polymerization was conducted at 60*C for 10 hours. To the polymer solution thus obtained was added an 
epoxy crosslinking agent (N.N,N',N*-tetraglycidyl-m-xylenediamine) in an amount of 0.2 part by weight per 
1 00 parts by weight of the polymer to synthesize a pressure-sensitive adhesive solution. 

The pressure-sensitive adhesive solution was coated on the above substrate film and dried at 80*C for 
10 minutes to obtain a pressure-sensitive adhesive tape having a thickness of 120 um. 

75 \/Vhen the pressure-sensitive adhesive tape was buried in the soil in the same manner as in Example 1 
and the decomposable property thereof after 6 months since then was evaluated, it was confirmed that the 
substrate film was completely decomposed but several pieces of the pressure-sensitive adhesive layer were 
observed. 

20 EXAIVIPLE 7 

A cellulose was produced using Acetobactor xylinum IFO-13693 as follows. 

A culture liquid was prepared by adding 10 g of D-glucose, 10 g of polypeptone, 3 g of a yeast extract, 
2 g of sodium chloride. 1.4 g of disodium hydrogenphosphate. and 0.35 g of citric acid, and pH of the 
25 culture liquid was adjusted to 6.8. The cell was incubated by allowing to stand the cell In the culture liquid 
at 28 *C for 96 hours. In this case, with the growth of the cell, the synthesis of a cellulose was conducted 
and after 48 hours of the incubation, the cellulose was produced on the surface of the culture medium to 
obtain a gelatinous product. 

After completion of the incubation, the gelatinous product was immersed in a 1% sodium hydroxide 
30 aqueous solution to remove proteins. The gelatinous product was neutralized with a 1% acetic acid aqueous 
solution and further washed with water to obtain a gelatinous product of bacteria cellulose. 

The gelatinous product of the bacteria cellulose was press-molded at 120 to form a film having a 
thickness of 100 um and the film was used as a substrate film. 

The same pressure-sensitive adhesive as in Example 1 was coated on one surface of the substrate film 
35 to obtain a pressure-sensitive adhesive tape having a thickness of 120 um. 

The pressure-sensitive adhesive tape was buried in the soil in the same manner as in Example 1 and 
the decomposable property thereof after 6 months since then was evaluated. The result showed that both 
the substrate film and the pressure-sensitive adhesive layer were completely decomposed and vanished. 

40 EXAMPLE 8 

A 12% aqueous solution of commercially available pullulan (PI 20, trade niame, made by Hayashibara 
K.K.) was casted on a glass plate and dried at 120* C to form a film having a thtekness of 100 um and a 
width of 30 cm. The film was used as a substrate film. 
45 The same pressure-sensitive adhesive as used in Example 1 was coated on one surface of the 
substrate film and dried to obtain a pressure-sensitive adhesive tape having a thickness of 120 um. 

The pressure-sensitive adhesive tape was buried in the soil in the same manner as in Example 1 and 
the decomposable property thereof after 6 months since then was evaluated. The results showed that fc>oth 
the substrate film and the pressure-sensitive adhesive layer were completely decomposed and vanished. 

50 

EXAMPLE 9 

To 5% aqueous hydrochloric acid solution was added the ground product of the crust of a red king crab 
and after stinging the mixture at room temperature for 5 hours, the product was filtered. The residual solids 
55 were further transferred into a 5% sodium hydroxide aqueous solution and after stirring at 90 * C for 3 hours, 
the mixture was filtered. The residual solid product was washed with water to obtain chitin. The chitin was 
dissolved in a mixed solution of N,N-dimethylacetamide (80% by weight) containing 5% lithium chloride and 
N-methylpynrolidone (20% by weight) to form a 5% chitin solution. The solution was casted on a glass plate 
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and dried under a reduced pressure to obtain a film having a thickness of 100 urn and a width of 30 cm. 
The film was used as a substrate film for a pressure-sensitive adhesive tape. 

The same pressure-sensitive adhesive as used in Example 1 was coated on one surface of the 
substrate film to obtain a pressure-sensitive adhesive tape having a thickness of 120 um. 
6 When the pressure-sensitive adhesive tape was burled In the soil In the same manner as in Example 1 
and the decomposable property after 6 months since then was evaluated, it was confirmed that both the 
substrate film and the pressure-sensitive adhesive layer were completely decomposed and vanished. 

EXAMPLE 10 

10 

Chltin obtained in Example 9 was transferred Into a 50% sodium hydroxide aqueous solution and after 
stirring at 90* C for 3 hours, the solution was filtered. Precipitated solids were collected, sufficiently washed 
with water and dried at 90 *C to obtain chitosan. The chitosan was dissolved In an acetic acid aqueous 
solution to obtain a 2% chitosan solution. 
75 The solution was casted on a glass plate and dried at 100 to obtain a film hving a thickness of 100 
um and a width of 30 cm. The film was used as a substrate film of a pressure-sensitive adhesive tape. 

The same pressure-senslive adhesive as used in Example 1 was coated on one surface of this substrate 
film and dried to obtain a pressure-sensitive adhesive tape having a thickness of 120 um. 

When the pressure-sensitive adhesive tape was buried in the soil in the same manner as in Example 1 
20 and the decomposable property thereof after 6 months since then was evaluated, it was confirmed that both 
the substrate film and the pressure-sensitive adhesive layer were completely decomposed and vanished. 

EXAMPLE 11 

25 Commercially available starch-modified polyvinyl alcohol (Mater-Bi AF10H, trade name, made by 
Novamonto S.P.A.) was molded by a T die-equipped single screw extruder (T-die temperature 150*C) to 
form a film having a thickness of 100 and a width of 60 cm and the film was used as a substrate film. 

The same pressure-sensitive adhesive as used in Example 1 was coated on one surface of the 
substrate film to obtain a pressure-sensitive adhesive tape having a thickness of 120 um. 

30 When the pressure-sensitive adhesive tape was buried in the soil in the same manner as in Example 1 
and the decomposable property thereof after 6 months since then was evaluated, it was confirmed that both 
the substrate film and the pressure-sensitive adhesive layer were decomposed and vanished. 

COMPARATIVE EXAMPLE 1 

35 

After melt-mixing (temperature 200 'C) the copolymer [P{76%3HB-co-24%3HV) as used in Example 2 
and polypropylene at 1 : 9 by weight ratio, the molten mixture was molded by a T die-equipped single 
screw extruder (T-die temperature 200 'C) to form a film having a thickness of 100 um and a width of 60 
cm and the film was used as a substrate film. 

40 A mixture of 10 parts by weight of the copolymer [P(76%3HB-co-24%3HV) as used in Example 1, 100 
parts by weight of the polyamide elastomer as used in Example 4. 70 parts by weight of a tackifier 
composed of an aliphatic petroleum resin (softening point 90 ' C), 20 parts by weight of a softening agent 
composed of a rosin resin which was in a liquid state at room temperature), and 1 part by weight of an 
antioxidant was kneaded at 140* C to obtain a pressure-sensitive adhesive. 

45 the pressure-sensitive adhesive was coated on one surface of the substrate film to obtain a pressure- 
sensitive adhesive tape having a thickness of 120 um. 

When the pressure-sensitive adhesive tape was buried in the soil in the same manner as in Example 1 
and the decomposable property thereof after 6 months since then was evaluated, the pressure-sensitive 
adhesive tape left without being decomposed. 

50 As described above in detail, the present invention is a pressure-sensitive adhesive tape comprising a 
substrate film and a pressure-sensitive adhesive layer containing a polymeric elastomer formed on at least 
one surface thereof, wherein the substrate film and/or the pressure-sensitive adhesive layer contains at least 
20% by weight of a biodegradable high molecular weight material. Thus, as is clear from the examples 
described above, since when the pressure-sensitive adhesive tape of the present invention is allowed to 

55 stand as It Is in a natural environment, It is easily decomposed with microorganisms In soil or a waste 
system or a ti-eatment system utilizing an enzyme, the pressure-sensitive adhesive tape of the present 
invention has an excellent effect that It can be widely used in various industrial fields, for example, an 
agriculture and forest or gardening field such as wrapping of fi^its with ttags. bundling of vegitables, etc.. a 



14 



EP 0 609 713 A1 

hygiene field such as fixing of diapers, sanitary towels, etc.. a medical field such as plasters, dressings, 
etc.. and a packaging field without causing an environmental disruption without requiring a large apparatus, 
etc., for the waste treatment thereof. 

While the invention has been described in detail and with reference to specific embodiments thereof.- it 
5 will be apparent to one skilled in the art that various changes and modifications can be made therein without 
departing from the spirits and scope thereof. 

Claims 

70 1. A pressure-sensitive adhesive tape comprising a substrate film and a pressure-sensitive adhesive layer 
containing a polymeric elastomer formed on at least one surface of the substrate film. i:wherein ;^the^ 
^isubs ;trate f ilmtMd/jOpJhfei^^^ 
,^r 2Q%7 by weights b 

.owe[gh)t;materta L^ '"^ ^ ^ * 



75 



20 



26 



2. A pressure-sensitive adhesive tape as claimed in claim 1, wherein thejModegradabie|hig 
^§^yei ght ma terials is an aliphatic polyester having a repeating unit represented by the following formula 
(1); — 



/ R O (1) 

— - (CH^-. CH- (CHj)- cX^ 



40 



wherein x represents an integer of at least 0; y and z each represents an Integer of at least 1 ; and R 
represents a hydrogen atom, a saturated aliphatic hydrocarbon group, an unsaturated aliphatic hy- 
drocarbon group, or a saturated hydrocarbon group having a halogen atom or a functional group 
30 selected from a hydroxyl group, a carboxyl group, a sulfonic acid group, and an amino group at the 
terminal thereof. 

3. A pressure-sensitive adhesive tape as claimed in claim 1, wherein the biodegradable high molecular 
weight material is an aliphatic polyester having a repeating unit represented by following formula (2); 

95 

O O 

-tf °-(C"2l-0 W^li^CCH,^^^^ ■ (2) 

wherein x, y, and z each represents an integer of at least 1 . 

4. A pressure-sensitive adhesive tape as claimed in claim 1. wherein the biodegradable high molecular 
45 weight material is bacteria-cellulose and/or pullulan each originated from a microorganism. 

5. A pressure-sensitive adhesive tape as claimed in claim 1. wherein the biodegradable high molecular 
weight material is chitin and/or chitosan each originated from a natural material. 

50 6. A pressure-sensitive adhesive tape as claimed in claim 1. wherein the biodegradable high molecular 
weight material is a mixture of from 20 to 90% by weight of a starch and from 80 to 10% by weight of 
a synthetic resin. 
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